Hybrid organic-inorganic luminescent lanthanide-based nanomaterials are currently attracting great interest for a variety of applications from bioimaging/sensing to optics and photonics.
Introduction
Lanthanide-based luminescent (nano)materials are currently under the spotlight in view of the unique advantage exhibited by lanthanide ions of narrow-band emission associated with long lifetimes, of special importance in telecommunication and laser technology as well as in (bio)sensing/probing applications. [1] [2] [3] [4] [5] [6] Nonetheless, despite the rather long emission lifetimes displayed by purely inorganic lanthanide-based materials, they are limited by low luminosity, due to the weak absorption cross-section of lanthanide ions. Efficient photo-excitation of these metal emitters can be achieved through energy transfer from a suitable organic light harvester (antenna effect), allowing convenient optical pumping with laser fluences much lower than those required to directly excite the forbidden intrashell f-f transitions. However, lanthanide complexes with organic antenna ligands suffer from severe quenching phenomena via vibrational (phonon) de-excitation related to functional groups also associated with the organic moiety, in particular CH and OH groups and/or water molecules in the immediate surroundings of the metal. 7, 8 Moreover, the controlled assembly of these molecular entities can be hindered by the strong Lewis acid character of these ions and their entropy-driven chemistry.
A promising strategy to address these issues is to resort to a ''hybrid approach'' by embedding the emitting lanthanide ion into a low-energy-phonon purely inorganic matrix, while efficient optical pumping is still realized through a remote antenna unit (A) not directly coordinated to the metal, thanks to a dipolar through-space Förster's energy transfer (FRET) whose efficiency depends on the distance between the energy donor (the antenna unit) and the acceptor (the lanthanide ion) on the basis of a sixth power law. 8, 9 Multi-layered nano-architectures can offer the opportunity for a pre-designed sequential organization of a variety of optically-active inorganic and organic species (whether giving rise to inter-species energy transfer or not) embedded into separate layers in the same material.
A few examples of remotely sensitized lanthanide emitters have been reported in the literature so far, all of them regarding lanthanide-doped nanocrystalline materials, especially fluorides, decorated with an organic molecule acting as a photosensitizer. [10] [11] [12] [13] [14] [15] [16] [17] [18] [19] [20] [21] [22] However, limited knowledge has been gained in regard to the assessment of the mechanism and efficiency of the remote photosensitization process. Moreover, this approach has never been realized and investigated in amorphous matrices such as pure silica doped sol-gel materials despite their great attractiveness due to their synthetic accessibility, low-cost, non-toxicity, transparency, inertness and stability, their unbeatable versatility in regard to the processing potential as nanoparticles (NPs), thin films and fibers, and the opportunity to control the loading and nature of the dopants and to achieve surface functionalization. 3, [23] [24] [25] With the aim to investigate for the first time the emission performances at the nanoscale of remotely sensitized lanthanide ions in such a versatile material as silica sol-gel matrices and to gain insight into the mechanism of the photocycle, we realized and investigated a model system constituted by Eu 3+ -doped core-shell silica NPs covalently grafted by an organic antenna unit (A). In this architecture, luminescent Eu 3+ ions are confined into a thin silica shell that provides a protective environment from external quenchers for the emitter at the same time ensuring a short distance from the energy donor A unit grafted on the surface. This strategy allows the achievement of efficient photosensitization through FRET irrespective of the size of the core nanoparticle, and can be considered as general for the fabrication of multi-layered architectures including flat thin films and fibers. The use of acidic medium was found to be very relevant for successful doping, as we noticed that under basic catalysis, precipitation of poorly soluble europium hydroxides takes place. The deposition of a highly uniform thin coating on all the NPs was confirmed by TEM images (Fig. 1a-c) which clearly evidence the increased roughness of the NP surface in comparison to the core S particles (Fig. S1 , ESI †). The average diameter of the S@SEu NPs was estimated to be 215 nm with a standard deviation of 13 nm, equal to the one retrieved for the core S particles, pointing out the optimal homogeneity of the shell growth associated with a layer thickness of less than 20 nm. It has to be underlined that the homogeneous coating of individual NPs has always been considered a difficult task and results of such quality have seldom been reported in the literature. [28] [29] [30] In order to lower the content of hydroxyl groups in the surroundings of the emissive Eu 3+ ions, providing a low-energy phonon site, the S@SEu NPs were subjected to thermal treatment at 900 1C for 6 h to yield S@SEu_900 NPs. Thermal treatment is in fact expected to cause the removal of trapped water molecules and to promote the condensation of SiOH groups to form Si-O-Si bridges in the bulk silica matrix (see the discussion on vibrational spectroscopy and thermal analysis and Fig. S5 and S6 in the ESI †). 31, 32 The TEM analysis clearly revealed a significant densification of the silica structure in thermally treated NPs as demonstrated by the much smoother surface ( Fig. 1d-f ) than that observed in the S@SEu NPs (Fig. 1a-c) and by the size contraction associated with an estimated average diameter of 207 AE 13 nm. Once again, the standard deviation of the size distribution of the thermally treated NPs reflects well that of the core S particles, evidencing the uniformity of the shell thickness. Assuming that the dense core S NPs do no substantially contract upon thermal treatment, it is possible to estimate the thickness of the Eu-doped layer to be approximately 15 nm. This result can be considered satisfactory in regard to the control of the distance between the luminescent lanthanide ions and the organic antenna molecules lying on the Scheme 1 Assembly of Eu-doped A-grafted core-shell silica NPs. outer surface, allowing Eu 3+ to be indirectly photosensitized thanks to an energy transfer mechanism which is mostly efficient within a few nm. 9, 33 Moreover, the negligible amount of ''stray'' free-core doped silica and clusters of aggregated NPs found (Fig. S2 , ESI †) and the low size polydispersity (Fig. S3 , ESI †) makes these NPs suitable for the fabrication of colloidal photonic crystals. 5, 6 Noticeably, the used acid-catalyzed solution sol-gel method allows for the tuning of the loading of the dopant lanthanide ion, up to relatively high doping values, simply by adjusting the concentration of the precursor Eu 3+ salt in the sol mixture.
Results and discussion
Samples at 4.0 and 1.8 wt% (10.9 and 7.8 wt% or 4.3 and 1.9 mol% when referred to the outer shell, respectively) were prepared as confirmed by micro-XRF analysis which also showed good reproducibility throughout the bulk sample. Nonetheless, despite the rather high loading of Eu
3+
, no evidence of aggregates or clustering of the disperse phase were found by powder-X-ray diffraction (XRD) measurements and TEM analysis in dark field mode in both the S@SEu and S@SEu_900 samples, indicating the optimal dispersion of the dopant (see Fig. S7 and S4 in ESI †).
Thermally treated NPs are a good substrate for the covalent bonding of organic molecules bearing suitable grafting groups thanks to the occurrence of readily reactive terminal free silanols, SiOH, on the particle surface, as pointed out by the FT-IR spectra (see the ESI †). 2,2 0 -Biquinoline-4,4 0 -carboxylate (bqdc 2À , the dianion of the bicinchoninic acid) was selected as the antenna unit (A) as it combines good photosensitizing properties towards Eu 3+ together with the suitability to be anchored to the NP surface through the esterification of the carboxylate groups. 34 Covalent grafting was successfully achieved simply by suspending the hydrophilic S@SEu_900 NPs in a concentrated water/ethanol solution of bqdc 2À leaving the mixture to react for 1 day to yield S@SEu_900@A NPs. XRF investigation confirmed the same Eu/Si ratio as in the S@SEu_900 NPs, indicating that no leakage of the dopant Eu 3+ ions occurs during NP processing.
Photophysical studies
The successful anchoring of bcqd 2À (A) on the surface of the NPs was demonstrated by FT-IR and UV-vis-NIR diffuse reflectance (DR) spectra (see Fig. S5 and S8 in ESI †). The homogeneity of the grafting is immediately evidenced by the uniform enhanced luminescence intensity of the grafted NPs under UV illumination (365 nm) compared to the S@SEu_900 NPs, as shown by the inset pictures of Fig. 2 for the sample at 4.3 mol% Eu 3+ doping. This sample displayed higher emission intensity with respect to the less concentrated one (1.9 mol%) and was taken as a reference for the interpretation and discussion of the photophysical properties. Photoluminescence (PL) spectra ( Since the spectral intensity of different solid state samples cannot be directly compared, due to the intrinsic inhomogeneity of the light pathway across the bulk material, in order to properly quantify the enhancement of Eu 3+ emission upon indirect excitation in S@SEu_900@A NPs, the PL spectra have been corrected and normalized on the basis of time-resolved data. In fact, by reliably assuming that all Eu 3+ ions in the sample can be directly excited at 392 nm, the intensity of the initial decay signal at t = 0 in time-resolved measurements is quantitatively proportional to the total number of emitters (after appropriate correction for sample absorbance at the excitation wavelength and Eu 3+ oscillator strength), which is equal for all three samples. The retrieved normalization factor for the t = 0 signal upon direct Eu 3+ excitation for each sample was then applied to the corresponding PL spectrum to account for experimental deviations and achieve a quantitative relationship of spectral intensities between the different samples. A detailed description of the normalization procedure is reported in the Experimental section. On this basis, a remarkable increase by more than two orders of magnitude of the integrated Eu 3+ emission intensity is retrieved for S@SEu_900@A NPs indirectly excited through remote sensitization with respect to directly excited non grafted NPs (190-fold increase with respect to S@SEu_900 NPs, see Table S1 in the ESI †). NPs excited at 343 (red) and 392 nm (dotted red line), and S@SEu_900 (blue) and S@SEu (grey) NPs excited at 392 nm. Excitation spectra were acquired by monitoring emission at 614 nm. The dashed black line represents the normalized DR spectrum of S@SEu_900@A NPs. PL spectra were appropriately normalized on the basis of time-resolved data (see the text), the intensity of the excitation spectra was simply adapted for graphical clarity. Photos in the inset present the indicated samples under UV light (365 nm) illumination.
The assessment of the temporal dynamics of these systems, shown in Fig. 3 , helps clarify these observations. The S@SEu_900@A NPs pumped at 343 nm show a multiexponential decay of Eu 3+ emission at 614 nm, with an average lifetime of B0.77 ms, Table 1 , suggesting the occurrence of populations of lanthanide ions with different local surroundings in the silica matrix, as often observed also in the case of lanthanide complexes. 37 On the other hand, surprisingly, decay traces for all three investigated systems excited in the metal 5 L 6 ' 7 F 0 band at 392 nm clearly show at least two components differing by two/three orders of magnitude. The longest component for S@SEu_900@A NPs pumped at 392 nm is, as expected, fully superimposable with the signal pumped at 343 nm. For S@SEu_900 NPs, a monoexponential decay associated with a lifetime of 1.12 ms, much longer than that detected for S@SEu NPs (0.11 ms, from a monoexponential fitting), is observed, in agreement with the lowered amount of hydroxyl groups in the surroundings of the emitting ions after thermal treatment. The fast decay component is evidenced by the dynamics of normalized signals on a short time scale, as shown in the right panel of Fig. 3 . For all three samples excited at 392 nm, the time constant associated with this fast component is approximately 8 ms, and its weight to the total signal intensity is estimated to be 84% for the S@SEu_900@A and S@SEu NPs, and 96% for the S@SEu_900 NPs.
On
where t OBS is the observed emission lifetime and t RAD is the radiative (or ''natural'') lifetime of Eu 3+ emitters in the absence of external quenching phenomena (see Experimental section for details). The main photophysical parameters for the investigated systems at 4.3 mol% doping are summarized in Table 1 .
It is important to point out that these results fully justify the relative intensities of the emission spectra, beyond the correction for spectral absorption, including the fact that, rather unexpectedly, the integrated spectral intensity of thermally treated NPs is similar to that of ''fresh'' S@SEu NPs (see Fig. S10 , S11 and Table S1 in the ESI †).
The intrinsic quantum yield of Eu 3+ emission as high as 49%
in remotely sensitized S@SEu_900@A NPs, is much higher than the highest reported so far (26%) for an analogous system constituted by Eu-doped YPO 4 nanocrystals capped with an organic antenna. 16 The high value of F Eu , together with the increased absorption cross-section for excitation through the antenna unit, accounts for the remarkably enhanced emission intensity, despite the shortened average lifetime with respect to the longest one detected for the population of long-lived Eu 3+ ions in S@SEu_900 NPs. This shortening may be attributed to the partial hydrolization of the silica matrix upon grafting in solution. However, it appears peculiar that no fast decay component is observed upon indirect excitation of S@SEu_900@A NPs through the antenna (at 343 nm, where no Eu 3+ absorption is present), whereas this phenomenon is invariably detected upon direct pumping of Eu
3+
. The ultra-fast signal rising at 614 nm and the fact that almost very similar decay dynamics has been observed is samples at 4.3 and 1.9 mol% doping (Table S2 in ESI †) indicate that concentration quenching and energy migration effects can be ruled out in this regard. The general interpretation for this unexpected finding is that the antenna moiety is not able to sensitize the set of Eu 3+ ions giving rise to the observed fast decay. This suggests that these strongly quenched emitters actually sit in the inner sites within the silica shell (within B15 nm), that are too distant from the surface to be efficiently photosensitized by the antenna unit. This observation is also surprising since the inner dopant emitters are expected to be the most shielded from external quenchers, in particular hydroxyl groups, especially after thermal treatment at high temperatures (900 1C), which causes the condensation of bulk SiOH groups to form Si-O-Si bridges, whereas alkoxide groups are replaced by hydroxyls on the surface of the material, as also demonstrated by the increased hydrophilicity of the S@SEu_900 NPs. 35 In contrast, the fast signal component in thermally treated NPs is significantly higher than that in S@SEu and S@SEu_900@A NPs, which, in turn, curiously show exactly the same amount of efficiently quenched emitters. On the basis of these considerations, and in light of the fact that a decay time of only a few ms is exceptionally short to be reliably attributed to ''regular'' vibrational quenching from hydroxylated groups, even if directly coordinated to the Eu 3+ ion, it can be hypothesized that the origin of this astonishingly effective quenching is actually related to the local sites surrounding the emitting centers within the silica matrix that are accountable for strong nonradiative decay channels. This circumstance seems to be particularly enhanced as a consequence of the increased density and consequent ''rigidity'' of the silica network after thermal treatment with respect to the freshly prepared material and of NPs successively suspended in solution for grafting. The occurrence of a change in the local metal surroundings of the different systems is actually evidenced by the increase of the emitter's oscillator strength (k RAD = 1/t RAD , Table 1 ) which is the highest for indirectly excited S@SEu_900@A NPs, although it must be considered that values retrieved for S@SEu_900 and S@SEu NPs account for the contribution of two different populations of the Eu 3+ ions probed by excitation at 392 nm.
The absolute overall quantum yield for remotely sensitized S@SEu_900@A NPs, directly measured with an integrating sphere, was found to be F = 19% (AE10%). Although it must be pointed out that this value may be affected by error, it is nonetheless much higher than the few examples reported in the literature so far for remotely sensitized Eu 3+ -based hybrid systems, the highest being 1.85%.
14 Apart from the rather high value of F Eu , the reason for this high overall quantum yield is ascribable to the efficiency of the remote sensitization through the A moiety, which is estimated to be Z sens B 40% as retrieved through the simple equation:
and as supported by spectral data, while time-resolved measurements, reported in Fig. S12 in the ESI, † are resolution limited and show a faster decay of bqdc 2À emission when grafted on the NPs with respect to the free molecule (t B 1.5 ns). Further, more in-depth studies through more sophisticated ultra-fast timeresolved techniques, including transient absorption, are currently ongoing in our laboratories to unravel the remote photosensitization mechanism, in particular in regard to the step-by-step energy transfer dynamics and the nature of the involved excited states.
Conclusions
In summary, we have reported the first model example of fluorescent morphology-controlled silica-based core-shell NPs, where the emitting Eu 3+ ions are confined in the thin outer silica layer and remotely photosensitized through an organic antenna covalently grafted on the outer silica surface. The so-obtained nano-architectures show an increase of the Eu 3+ emission intensity of more than two orders of magnitude upon indirect excitation through the antenna with respect to directly excited Eu 3+ -NPs, associated with the highest value of intrinsic and overall quantum yield and sensitization efficiency reported so far for analogous remotely-sensitized organicinorganic hybrid systems. The enhanced quantum yield of the grafted NPs stems from the removal, upon indirect optical pumping, of unexpected ultra-efficient quenching phenomena taking place in the specific sites within the silica matrix. This finding opens the way for further investigation on the role of the silica matrix in affecting the radiative lifetime in such systems, and could provide a deeper understanding of the key parameters governing the emission efficiency of lanthanide ions.
The reported results definitely demonstrate that silica NPs are a valuable alternative to commonly investigated nanocrystalline inorganic materials -such as fluorides -for the design of highly performing luminescent materials. As specific advantages, silica NPs are prepared through simple and mild sol-gel techniques in solution, are easy-to-handle in the solid state and benefit from high stability, well-established processing ability for device fabrication and biomedical use, as well as from a wide range of sol-gel chemistry protocols for the control of silica morphology and surface properties. We expect that this concept approach may impact the production of a variety of luminescent nanodevices, including flat thin films and fibers, for silicon-integrated optical applications.
Experimental

Syntheses
General. All chemicals and solvents were purchased from Sigma-Aldrich and used without further purification.
Synthesis of core silica NPs (S NPs). Silica NPs were prepared according to the well-known Stöber method [ref. 26] . Briefly, a mixture of tetraethoxyysilane (TEOS) and ethanol was added to a second mixture containing ammonia, water and ethanol and the total molar ratios of the resulting solution were TEOS : NH 3 : CH 3 CH 2 OH : H 2 O 1 : 4.55 : 51.36 : 68.18. The mixture was then stirred at 30 1C for 24 h. Afterwards, the suspended silica NPs were collected by centrifugation and washed several times with water/ethanol. Finally, the NPs were dried in a static air oven at 80 1C overnight.
Synthesis of Eu 3+ -doped core-shell silica NPs (S@SEu and S@SEu_900 NPs). Eu 3+ -doped core-shell silica NPs were prepared by a slight modification of the seeded growth method reported elsewhere [ref. 25] . Briefly, the S NPs were suspended in a water solution containing Eu(NO 3 ) 3 Á6H 2 O (0.7 M) and the mixture was sonicated for at least 2 h. Then glacial acetic acid and TEOS were added up to a molar ratio of TEOS : H 2 O : CH 3 COOH 1 : 8 : 8. Basic catalysis with ammonia or urea instead of acetic acid yielded the precipitation of the insoluble europium hydroxide. The resulting coated S@SEu NPs were dried in an oven overnight at 80 1C. The Eu(NO 3 ) 3 Á6H 2 O concentration (0.7 or 0.3 M) was adjusted to yield NPs at 4.0 or 1.8 wt%. The core-shell S@SEu NPs were then thermally treated at 900 1C for 6 h to yield S@SEu_900 NPs. Grafting (S@SEu_900 NPs@A). Thermally treated S@SEu_900 NPs were suspended in a mixture of ethanol/water 1 : 1 v : v and sonicated for at least 2 h. Then, a small volume of a water/ethanol solution containing 40 mg of potassium 2,2 0 -biquinoline-4,4 0 -dicarboxylate (bqdcK 2 ) was added and the mixture was stirred for 24 h at 30 1C. Afterwards, the grafted NPs were collected by centrifugation, washed with water/ethanol and ethanol and dried in air. Unfortunately, due to the lightweight elements constituting bcqd 2À and the small amounts of the treated samples, it was not possible to reliably quantify the grafted A unit on the NP surface by XRF, CHNS elemental analysis, TGA and UV-vis absorption spectroscopy (on the mother solution before and after the grafting procedure). NPs doped with the optically silent Gd 3+ ion were also prepared as a reference following the same procedure used for Eu 3+ -doped NPs.
Morphological and analytical characterization
Transmission electron microscopy (TEM). Transmission electron microscopy (TEM) images were recorded on a Hitachi H-7000 instrument running at 125 kV and equipped with an AMT DVC (2048 Â 2048 pixel) CCD Camera. 100 nanoparticles were analyzed for size distribution.
X-ray diffraction (XRD). Wide-angle X-ray diffraction XRD patterns were recorded on a Panalytical Empyrean diffractometer equipped with a graphite monochromator on the diffracted beam and an X'Celerator linear detector. The scans were collected within the range of 101-601 (2y) using Cu Ka radiation.
X-ray fluorescence (XRF). Quantitative XRF measurements were performed using a ''M4 Tornado'' micro X-ray fluorescence spectrometer (BRUKER AXS) equipped with polycapillary optics working at 50 kV and 600 mA. The spectra were obtained using an integrating time of 60 s.
Vibrational spectroscopy. Fourier Transform Infrared (FT-IR) spectra were acquired in the region of 400-4000 cm À1 using a Thermo Nicolet 6700 FT-IR spectrometer equipped with a nitrogen-cooled Mercury Cadmium Telluride (MCT) detector using a dispersive method on KBr. UV-vis-NIR diffuse reflectance (DR). DR spectra were acquired in the 200-2000 nm range with a Varian Cary 5 spectrophotometer equipped with a 150 mm diameter integrating sphere.
Photoluminescence (PL) measurements PL setup. All measurements were performed on solid samples embedded between quartz slits using an Edinburgh FLSP920 spectrophotometer equipped with a Hamamatsu R928P PMT detector. CW PL spectra were acquired using a 450W xenon lamp, whereas a pulsed Xe lamp (repetition rate 100 Hz; 60 W) and an EPLED laser (331 nm, 10 MHz, pulse width 840 ps) were used for time-resolved measurements.
Absolute quantum yields were measured using an integrating sphere.
Normalization procedure of PL data
Sets of three solid state samples originating from the same synthesis were investigated to retrieve comparable data. In practice, 2/3 of the S@SEu NPs were subjected to thermal treatment and half of the as obtained S@SEu_900 NPs were used for grafting to yield S@SEu_900@A NPs. F 0 band at 392 nm, whereas the S@SEu_900@A NPs were also excited through the A unit at 343 nm under the exact experimental conditions (sample mounting and position, slit widths) used for the optical pumping at 392 nm. The intensity of the signal in time-resolved measurements basically depends on the following parameters: (i) the number of emitters; (ii) the absorbed power at the excitation wavelength and (iii) the oscillator strength of the emitter. In order to reliably compare data, appropriate corrections for spectral absorption cross-section (optical density) at excitation wavelength on the basis of corrected DR data and for the Eu (insensitive to crystal field effects), were applied prior to further relative normalization. The power of the Xe lamp used as the excitation source was considered constant for all the measurements performed in the same session. Since the corrected emission signal detected upon the direct excitation of Eu 3+ at 392 nm at t = 0 in time-resolved measurements is understood to be representative of all Eu 3+ emitters in the material, which is equal for all three samples, the data were normalized accordingly by referring to the initial signal of S@SEu_900@A NPs pumped at 392 nm. In this way, experimental deviations related to the intrinsic inhomogeneity of the solid state samples can be corrected. As indirect Eu 3+ excitation at 343 nm in S@SEu_900@A NPs only populates a fraction of metal emitters in the sample, this normalization procedure cannot be applied. Therefore, time-resolved data for that sample were simply adjusted by applying the same correction for the absorption cross-section used for the signal pumped at 392 nm in order to preserve a rough graphical comparison between the signal outputs of the same sample excited at two different wavelengths (a small correction for the excitation source may also apply). The retrieved relative normalization factor was then applied to continuous-wave (CW) spectra already corrected for detector response. However, no correction for optical density was applied, so the spectra reported in Fig. 2 are representative of the actual ''absolute'' emission intensity of the different samples, which depends on the absorbed power at excitation wavelength, the emission efficiency and the oscillator strength. , and I TOT /I MD is the ratio of the total integrated area of the Eu 3+ emission spectrum to the area of the 5 D 0 -7 F 1 band. n is the refractive index of the medium whose value was taken as 1.475 for SiO 2 nanoparticles according to the literature. 39 The radiative rate constant k RAD represents the emitter's oscillator strength in the specific environment. Table S1 in the ESI † presents the main photophysical parameters for the investigated samples.
Evaluation of radiative lifetime
Curve fitting procedure
The approach used for time-resolved PL data interpretation relied on the analysis and the comparison of the individual contributions of the two different populations of emitters associated with the ultra-short and long-lived signal components (see the text), as if the system was constituted by two different optically-active entities. On this basis, curve fitting analysis was done by fitting the signal separately on the short and long timescale. This approach allowed the direct retrieval of the comparative data of the contributions of the ultra-fast decaying Eu 3+ emitters to the emission output, which ultimately determines the observed differences in spectral luminescence intensity. Curve fitting on the faster signal component was done on the data set extracted by subtracting the contribution of the longerlived component to the total signal as further detailed in the ESI, † where the extra plots of data treatment are also reported ( Fig. S13-S17 showing the two individual decay components as it is directly proportional to the fluorescence intensity. 40 
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